Synthesis of DMNB probe 4 (4,5-dimethoxy-2-nitrobenzyl 6acetamido-3-oxohexanoate)
Scheme 1S: preparation of 4 from -aminobutyric acid (5) 4,5-dimethoxy-2-nitro-phenyl)methyl 6-acetamido-3-oxo-hexanoate (4): N-(4- (2,2-dimethyl-4,6- dioxo-1,3-dioxan-5-ylidene)-4-hydroxybutyl)acetamide (12) was prepared as previously reported. 1 A solution of 12 (192 mg, 0.71 mmol) and 4,5-dimethoxy-2-nitrobenzyl alcohol (13, 151 mg, 0.71 mmol) in dry toluene (5 mL) was refluxed at 110 o C for 16 h. The solvent was removed in vacuo and purification by silica column chromatography with a gradient of 0-60 % acetone in petroleum ether afforded the title compound 4 as a white solid (142 mg, 0.37 mmol, 53 %). A portion of the compound was further purified by semi-preparative HPLC (varying B as follows: from 45% to 50% in 3 minutes, to 90% over 32 minutes, back to the initial conditions in 5 minutes) for detailed NMR characterisation; Rt = 21 min. 1 3 .60 (s, 2H, COCH2CO2), 3.26 (q, 2H, J = 6.8 Hz, NHCH2), 2.63 (t, 2H, J = 6.9 Hz, NHCH2CH2CH2), 1.97 (s, 3H, CH3CONH), 1.82 (quint, 2H, J = 6.8 Hz, NHCH2CH2); 13 C-NMR (100 MHz, The photolysis of 4 in vitro and in vivo was successfully carried out following the procedures detailed below. Its outcome was estimated by monitoring the formation of 2 and its decarboxylation product
In vitro: samples of 4 were placed in a quartz cuvette for irradiation with an OBB Tunable KiloArc™ Illuminator at 365 nm and 1000W. Alternatively they were irradiated within a home-built light box (purposely built by Mr Rod Wesson, Electronics workshop, Warwick Chemistry) fitted with a circular 22W UVA lamp (see details below). The samples were directly analysed by UPLC-HRMS (section 3). 
In vivo experiments

Microbiology methods
All media and glassware were sterilized prior to use by autoclave (Astell). Liquid cultures were grown with shaking in Innova 44 incubator/shaker (New Brunswick Scientific).
S. lasaliensis ACP12(S970A) was grown and maintained as previously reported. 3 Precultures were grown in M79 medium (10 mL) at 30 o C for 3 days. These (100 µL aliquots) were used to inoculate fermentation cultures in MYM (10 mL liquid or 5 mL agar plates) and grown for 5 days at 30 o C.
M79 medium: 2.5 g glucose, 2.5 g peptone, 0.5 g yeast extract, 1.5 g NaCl, 2.5 g casein hydrolysate in 250 mL of tap water adjusted to pH 7.1.
MYM medium: 1.0 g maltose, 1.0 g yeast extract, 2.5 g malt extract in 250 mL of tap water adjusted to pH 7.1. . Both 10 and 15 were fragmented and identified as polyether derivatives (see Fig. 2B in main text and Fig. 11S ).
Growth of S. lasaliensis ACP12 (S970A) in the presence of 4 and mass spectrometry analysis
